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and photoresists. 3 The current scope of this chemistry is not reduced to polyadditions; hydrosilylation 4 and metathesis 5 reactions have also been studied. The concept of latent catalysis can be seen as switching on and off a chemical transformation. This approach can also be of great interest for biological applications.
30
The reaction of azides and alkynes yielding 1,2,3-triazoles 6 is the most popular Huisgen 1,3-dipolar cycloaddition. 7 The recent discovery of copper(I) as efficient and regiospecific catalyst for this process 8 has rendered it the best Click reaction 9 to date. Since mild and neutral condition are required and the reaction proceeds in high 35 efficiency, this reaction has found a myriad of applications in both biology and material science. 10 We recently reported that Av. Països Catalans 16, 43007 Tarragona, Spain. Fax: (+34) Tel: (+34) 977-920-224; E-mail: sdiez@iciq.es Of note, similar results were obtained using 1 mol % of catalyst, although a longer reaction time of 2 h was required. A blank experiment was also performed. When the model reaction was carried out under the optimized conditions in the absence of copper catalyst, 46% of 1a remained untouched after 24 h of heating.
90
Furthermore, as expected, a mixture of regioisomers was formed in a 60/40 ratio of 1,4 to 1,5 product. Finally, the reaction did not reach completion even after seven days. 16 Next, we investigated the scope of this catalytic system. Results are presented in Table 2. 17 Whereas no reaction was detected after 95 at least 1 week of latency, most reactions proceeded smoothly after activation of the catalyst. Triazoles 3 were then isolated in high purity after extraction or filtration. In no case were precautions to exclude oxygen taken and copper disproportionation with precipitation of metal copper was never observed. Alkynes with 100 various electronic and steric properties could be used. However, highly activated alkynes, such as ethyl propiolate, had to be avoided since reactions took place even at room temperature.
18
Benzylic or alkyl azides differently functionalized were used. Interestingly, tosyl azide moderately converted into the 105 corresponding triazole ( formed but no further optimization for this specific example was carried out. For the sake of comparison, some of the entries in Table 2 were also performed without passing through the latent period. Similar or slightly shorter reaction times were required in those cases and 115 reached comparable yields. These results clearly illustrate the stability of the catalyst in solution. All the precedent reactions were carried out on a 1-mmol-scale and required 1 mL of each solvent. In view of a plausible future application of this catalytic system to large-scale synthesis, we took 120 a closer look at the quantity of water required to efficiently activate the catalyst. A ratio DMSO : water = 1 : 0.6 was found optimal 18 in the reaction of benzyl azide and phenylacetylene and it was successfully applied to a 15 mmol-scale synthesis (Scheme 3), allowing for the isolation of 3.4 g of 3a.
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In conclusion, a robust and highly effective [(NHC)Cu o , but measurements above 2θ = 45 o were not significantly above background due to solvent disorder. Of 13663 reflections collected in the 2θ range 2.4°-45°, 2289 were unique reflections (Rint = 0.0506) and were used in all calculations. Two solvent 160 molecules were observed to both be disordered about the crystallographic mirror plane, and were refined with geometrical constraints and 50% occupancy. An attempt to refine the structure in space group P21 also yielded disordered solvent molecules and did not significantly improve the refinement. Hydrogen atom positions were from a constrained 165 refinement using a riding model. The final agreement factors were wR2(all data) = 0.0801, R1(all data) = 0.0379, R1(observed data) = 0.0321. CCDC 649761. For crystallographic data in CIF or other electronic format see DOI: 10.1039/b000000x. 170 water and stirred at room temperature for 1 h, a similar conversion was obtained. 16 GC results after 7 days of reaction: 1a (9%), 3a (66%), 1,5- regioisomer of 3a ( 
